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Reaction Control of Lithium Carbenoid Containing Sulfur Substituents in Flow Microreactor
(‘Department of Chemistry, Faculty of Science, Hokkaido University, *Central Glass Co., Ltd.)
(OShuto Wada,' Kensuke Muta,"* Yuta Tsuchihashi,' Kazuhiro Okamoto,' Aiichiro Nagaki,'

Carbenoids are active species that have a leaving group and a metal on the same carbon.
Alkali metal carbenoids are difficult to handle because they rapidly decompose by side
reactions such as conversion to carbenes when the leaving group and the metal are desorbed.
For such unstable reactive species, our group has achieved their fast generation and utilization
before decomposition using flow microreactors.

In this study, we focused on carbenoids with organosulfur substituents, especially benzylthio
or phenylthio groups. We have succeeded in introducing organosulfur substituents to
electrophiles by using reductive lithiation with lithium naphthalenide to generate reactive
species at high speed in a flow microreactor and reacting them with electrophiles before
decomposition. Thus, the present development provides the introduction of a thiol unit to
various electrophiles through deprotection of benzylthio group or two-step methylene
modification by lithiation of phenylthio group.
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